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AUTHORS: Shostakovskiy, bl. F., Dubrova, Ye. V- 62-58-3-14/30 
TITLE: Synthesis and Conversions of Divinyl Ether (Sintez i 


prevreshcheniya divinilovogo efira) 


PERIODICAL: Izvestiya Akademii Nauk SSSR Otdeleniye Khimicheskikh Nauk, 
1958, Wr 3, pp- 339-343 (USSR) 


ABSTRACT: The above-mentioned ether has hitherto only been used in 
surgical practice. Only after a thorough investigation of the 
divinyl ethers it is possible to evaluate the possibility of 

their use also in other domains. The authors occupied them- 
selves with the investigation of the properties of this ether 
and found: According to its structure (CH = CHOCH = CH») it 
belongs to the simplest ethers. Under the influence of ferric 
chloride and stannic chloride it cannot be polymerized. In this 
paper it is shown that divinyl ether quantitatively splits 
according to the following scheme: 


BC1 Po 
CH. =» CHOCH = CH, + HO ——> 2CH c , Then the authors de- 
2 - 2 3 “Ny 


Card 1/2 scribe the properties of divinyl ether. The addition of 
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hydrogen chloride was performed according to @& method already 
described earlier (Ref. 14). The reaction tekes place in steps: 
l. CH, = CHOCH = CH, + HCl —+} CH, = CHOCHCICH, 


2. CH, = CHOCHCICH, + HCl —? CH,CHCLOCHCICH,. In the case of 


addition of one hydrogen chloride molecule the authors obtained 
vinyl-@-chlorethyl ether. In the case of addition of 2 molecules 
of hydrogen chloride they obtained yhowever, A,A-dichlorethyl- 
-ether. The chlorination was performed according to the method 
worked out for the synthesis of the ot, R-dichlorethylalkyl- 
-ethers (Ref. 15)- 

The authors synthesized and described: vinyl-@-ethyl-ether, 

oa! -dichlorodiethy1 uct GB! -tetrach?orodser Nt and ape 2, '. 
tetrabromodiethyl-ether- There are 16 references, 3 of which are 
Soviet. 
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AUTHORS: Shostakovskiy, i. F., Ihonentto, A. Kh. 


TITLE: Letters to the Editor (Pis'ae redaktoru) 


PERIODICAL: Tevestiya Akademii Nauk SSSR, Otdeleniye Hhinicheskikh Nauk, 
1958, tr 4, pe. 519 (USSR) 


ABSTRACT: @he formation of diacetylene on the action of alcoholic 
alkali on 1,4-dichlorobutyne-2 was found already long 260- 

The mechanism of this renction remained, however, unclear. 
The authors found that in the interaction of the methanol 
solution of caustic potash with 1,4-dichlorobutyne-2 the 
latter(reacting in its isomeric forn of 2,3-dichlorobutadiene- 
-1,3) forms a nunber of products according to reaction con- 
ditions. Tae following compounds were synthetized: 
4-methoxy-2,3-dicnlorobutene-2, boiling point :50° c(5 mn), 


a7 1,2090; noo 1,4910; 2-chlorobutene-1-in-3; poiling point: 


Cara 1/3 63-65°C(760 mm); a 4,030; no 1,4720; 2-chloro-4-nethoxy- 
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‘ pat 4.24793 
bputadiene-1, boiling point: 50 c(8 am); 4 ’ 9:5 


n2° 446805 9-chloro-4,4-dimethoxybutene-1,boiling point: 
D 
20 


4 


2 
14,0262; no® 


66°C(22 mm); d D 


1,453593 diacetylene, nelting 
point: -36°C;boiling point: 10°C; 4-nethoxybutene-3-in-1, 
boiling point: 50°C(50 mn); ai° 1,9113; te 41,4770; boiling 
point 56°C (50 ma); av° 0,8987; noo 1,4920 and 1,1-dimethoxy~ 
-2-butin, boiling point :52-53°0(12 iam) 3 a 0,95773 

noo 14,4359 (see formulae I to VIII). 
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Shostakovskiyy. Me.Fes Chekulayeva, I. A. gov /62-58-6-33/37 
Kondrat'yeva, L. VY. 


Letter to the Editor (Pis'ma redaktoru) 


Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1958, Nr 6, pp. 794 - 794 (USSR) 


Recently increased interest has been displayed by research 
workers in the chemistry of diacetylene. In the course of the 
present report the authors describe some of the peculiar features 
of the interaction between diacetylene and some aminoalcohols. 

It was shown that g-(diethylamino)ethanol enters into reaction 
with diacetylene (contrary to non-substituted alkyl esters) 
without a catalyzer. On this occasion 4-(B-diethylamino)ethoxy- 
butene-in-3 (Formule I) with 80-90% yield is formed. Ethinylvinyl 
ester combines with the 2.molecule of g-(diethylemino)ethanol 
under more rigorous conditions. This causes the formation of: 
pi-(p-diethylaminoethozy )buthadien-1 45 with 55-60% yield: 


(C,H ) NCH, CH 08 
(oa etna e 5 (CpH.,) sNOH, CH, OCH=CH-CH-CHOCH, CHpI(C2H5) 2: 
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In the case of buthyl alcohol the following acetal was obtained: 
CH, - C=C - CH(OC ,Ho) OCH, CH N(CH.) 5. The structure of the 
compounds obtained was ascertained by means of hydrolysis and 
spectral analysis. 
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Naux SS8R, 1958, No. 9, pp- 121-113) 
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., Shostekovskiy, lM. F. gov /62-53-9- 14/26 
Synthesis of Sulfur-Containing Compounds on tne Basis of 
Vinyl Ether and Acetylene (Sintes serusoderzhashchikh 
veshchestv na osnove vinilovykh efirov i atsetilena) 
Communication 16: The Mobility of the B-Alkoxy Groups 

in Ethylalkyl and Aryl Sulfides (Soobshcheniye 16. 0 podvizh- 
nosti B-alkoksigrupp V etilalkil- i arilsul'fidakh) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimiche*Hix= nauk, 
1958, Nr 9, pp 1104 - 4110 (USSR) 


ABSTRACT: There are many papers dealing with the hydrolysis reactions 
of B-chloro- and promo-ethylalkyl (aryl) sulfides and 
Yperite (dichlorodiethyl sulfide) as well 4s the substitution 
reactions involving their halides. There are no papers, 
except that of Kretov (Ref 7), which deal with the substitution 
of alkoxy groups in B-alkoxyalkyl sulfides. As 2 result 
of their investigations the authors of this paper were 
able to determine optimal reaction conditions for the pre- 
paration of the products (contrary to Markovnikov's rule) 
of the reaction between vinylalkyl esters @ 
Card 1/a They were also able to prepare with good yield 
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Groups in Ethylalkyl and Aryl Sulfides 


ASSOCIATION: 


SUBMITTED; 


of 1-alkoxy-2-alkyl (cry1) mercaptans. It was shown taat 
in 1-alkoxy-2-alkyl(aryl) mercaptans the alkoxy group 

can easily be replaced by chlorine. A series of t-cnloro- 
-2-alkyl(aryl)mercaptans were synthesized according to 
the following genersl reaction; 


- RSH HCl peas 
C,H OCH =CH, a 2 C,H OCH, CH,SR _—_ CLCH,CH,SR. 


It is assumed that the reaction involving the formation 
of the ethylenesulfo ion occurs, which would then explain 
the dependence (found in this work) of the case of ex- 
change of the alkoxy group upon the structure of other 
parts of the starting (reactant) sulfide. There are 3 
tables and 15 references, 5 of which are Soviet. 


Institut organicheskey khimii im.3.D.Zelinskogo Ak 
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February 8, 1957 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0 


ple beep a ccc sua 


AUTIORS: Sidel'kovskaya, F. P., Zelensaya, Lie Gey soy /62-56-9- 15/26 
' Srostakovskiy, M. F. 


Ate 
TITLE: Studies in fhe Field of  Lactones and Lactams (Issledovaniye 
v oblasti laktonov i laktanov) Communication 12: Vinyl 
Ether of N-($-Oxyethyl)Pyrrolidone (Soobshcheniye 12. 
Vinilovyy efir N-(Q-oksietil)pirrol idona) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Utdeleniye khimieherkikhn nauk, 
1958, Nr 9, pp 1111 - 1118 (ssp) 


ABSTRACT: During the last year various nitrogen-containing vinyl 
“ compounds with remarkable proserties were synthesized. 

The authors of this paper attempted to prepare the 
vinyl ether of N-(B-oxyethyl) lactam in order to study 
its properties and in order to compare the properties 
of the vinyl ethers of N-substituted B-ethanolamine with 
those of the vinyl lactams. The vinyl ether of N-(8-oxy- 
ethyl) pyrrolidone was synthesized. In addition the 
authors investigated the reaction between -valerolactone 
and ethanolamine at 200° C. Under the reaction conditions 

Card 1/3 the 6-membered ring apparently opens. Using the example 
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Studies in the Field of Lactones and Lactanms. Sov /E2-58-9-15/26 
Communication 12: Vinyl Ether of N-(B-Oxyethyl )Pyrrolidone 


of the reaction of the compound with butanol it was 

shown that the vinyl ether of u-(f-oxyethyl )pyrrolidone 
combines with alcohols. Di-N-(ethyl pyrrolidonyl )acetal 
and butyl-N-(ethylpyrrolidonyl) acetal were isolated. 

The thernal decomposition of butyl-N-(ethylpyrrolidonyl) 
acetal was investigated. It was shown that the vinyl 
ether of N-(f-oxyethyl)pyrrolidone combines with hydrogen 
chloride. The product formed is unstable and upon 
standing is tranformed into the chloronycrate of N-(B-oxy- 
ethyl)pyrrolidone. It was found that the vinyl ether of 
N-(B-oxyethyl ) pyrrolidone polymerizes under the influence 
of the dinitrile of isobutyric acid vapor and hydrogen 
peroxide. It tends to polymerize thermally, but in 

the presence of 0,2% benzoyl peroxide (at 60° C) it does 
not polymerize. There are 2 tables and 9 references, 

6 of which are Soviet,. 
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Cc . , Prweienyt J 
(Prague) 10, 373-0 1908).—A review with 76 references Z (7 6 
) referring to the work of the author’s lab. Vinylation by 

means of acetylene is iilustrated by examples. The article 


deals with properties and reactions of following classes of if P; 3 / | ‘ 
r 


compds.: vinyl alkyl ethers (halogenation, addn. of sub- 
stances confg. mobile H, addn. of org. acids, addn. of HS 
‘and mercaptans); vinyl aryl ethers; a-methylyiny! alkyl 
ethers; vinyl ethecs of ethanolamines; vinyl chiorosilanes; 
a+rK vinyl sulfides; vinyl setama’\ vinyipyTRendone, spipent- 
ee dgae, and -caprofactam). 1, M. Hai 
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AUTHORS: nostakovskiy, ll—E, , Prilezhayeva, Ye. Us; gov /62-53-10-14/25 
Uvarova, W. I 
TITLE: The Synthesis of Sulfur Compounds on the Basis of Vinyl 


Ethers and Acetylene(Sintez sernistyxh veshchestv na 
osnove vinilovykh efirov i atsetilena) Communication 17. 
Vinyl Ether of HMonothioethylene Glycol (Soobshcheniye 17. 
Vinilovyye efiry monotioetilenglikolya) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh naut, 
1958, Hr lo, pp 1245 - 1249 (USSR) 


ABSTRACT: In earlier papers (Refs 1,2) it was shown that the 
double bond in the a, position to the sulfur atom 
is considerably less active in ion reactions of the 
conpound and in polymerizations, than the same bond 
under the action of the oxygen aton. In the present 
paper the authors mention sone data on the chenical 
behaviour of vinyl ether of monothioethylene glycol. Its 
complete vinyl ether is of interest as it contains 
in one molecule both types of gouble bonds. In the 

Card 1/3 vinylation of monoethylene glycol its S-vinyl ether 
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Vinyl Ethers and Acetylene. Communication 17. Vinyl Ether of 
thioethylene Glycol 


is formed in good yield: 4-vinyl mercapto-2-oxy-ethanes 

which points to the relatively high reactivity 

(under the conditions of the mercapto group 2s 

compared to that of the hydroxyl group). The optained 

1-vinyl mercapto-2-oxy ethane has the sane chenical 

properties of the not substituted thiovinyl ether. 

In the reaction with ethyl mercaptane (in contrast 

to other thiovinyl ethers, Refs 1,6) a mixture of 

the combination products is formed. Under the action 

of dinitrile of the azoiso putyric acid a polymer 
> is formed with a three-dinensional structure (oy 
partly linking at the expense of the oxy groups; as 
this polymer can not be dissolved in any of the 
solvents under review). The authors showed that the 
double bonds in 4-mercapto-2-vinyl ethane under the 
action of oxyzen and sulfur are charecterized by their 
easy ion reactions especially the reaction of the 
hydrolysis in acid medium. There are 1 table and 9 
Card 2/3 references, 6 of which cre Sovict. 
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Vinyl Ethers and Acetylene, Communication 17+ Vinyl Ether of Mono- 
thioethylene Glycol 

Institut organicheskoy khimii im, N.D.Zelinskogo Akademii 
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AUTHORS: JShostakovskiy, i. F., Prilezhayevas Ye. N.; gov /62-58-10-15/25 


Karavayeva, V. i. 


‘TITLE: Syntnesis of Sulfur Compounds Fron Vinyl Ethers and 
Acetylene(Sintez sernistykh veshchestv na osnove vinilo- 
vykh efirov i atsetilena)Comnunication 18. g-Vinylmercapto- 

penzothiazole(Soovshcueniye 18. s-yinilmerkaptobenzotiazol ) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikn nauk, 
1958, Nr lo, pp 1250 - 1253 (USSR) 


ARSTRACT: Tne authors were interested in synthesizing vinyl 
sulfides having nitrogen atoms in the molecule, as well 

ag to study their properties. Memapto penzothiazole 
"Captax" which in the crystalline state has the thion 
forn, at higher temperatures, however, and in alkaline 
medium easily passes over into the thiol form was 
chosen as initial compound of the syntnesis. S-vinyl 
mercapto penzothiazole was produced by the action 
of acetylene on captax. Besides, potassium mercapto 
penzothiazole was separeted from the reaction mixture. 

Cara 1/2 Potassium mercapto benzothiazole was used es catalyst 
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Synthesis of Sulfur Compounds From Vinyl Ethers and SOV /62-56-10-15/25 
Acetylene. Communication 18. S-Vinylmercaptobenzothniaezole 


ASSOCIATION; 


SUBMITTED: 
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by which fact the yield of the vinylation product 

could te increased. In the vinylation the corresponding 

mercaptide occurs as catalyst, with the reaction of 

acetylene with the mercaptide ion detcrmining the 

velocity of the process. The other reactions of vinyl 
mercavto benzothinzole are similar to the reactions 

of aliphatic thiovinyl ether. Finally the authors 
discussed the transformations of S-vinyl mercapto benzo- 
thiazole, as the reaction of S-vinyl mercapto benzo- 
thiazole and sublimete as well as the formation of 

6- ethyl mercapto-S-etnyl mercapto benzothiazole. There 
are 3 tables and 9 references, 4 of which are Soviet. 


Institut organicheskoy khimii im.N.D.Zelinskogo Akademii 
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Zelinskiy AS USSR) 
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SHIKHIYEV, I.a.; SHOSTAKOVSEIY, M.F.; KAYUTERKO, Les. 


Investigations in the synthesis and conversion of unsaturated 


gilicon organic compounds. Dokl. AN Azerbd.SSR 14 no.9:687-689 
(MIRA 11:10) 


158. 
1. Institut organicheskoy khimii AN SSSR im. N.D.Zelinskogo i 
Institut nefti AN AzerSSR. Predstavleno akadenikom AN AzerSSR 


Yu.G. Mamedaliyevyn. 
(Silicon organic compounds) 
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RUTHORS: _ Shostakovskiy, M. Fes Kochkin, D-. &-, Vinogradov, VY. Le (Moscow) 
TITLE: The Unsaturated Silicon Compounds (Nepredel 'nyye soyedineniyé 
kremniya) 


PERIODICAL: Uspekhi khimii, 1958, Vol 27, Ur 10, pP 4221-1256 (USSR) 


ABSTRACT: Early in this paper the authors deal with the importance of such 
silicon compounds which have alkyl oF alkene groups at the 
as silicon atom. In the USSR as well as abroad abundant scientific 
publications on the unsaturated silicon compounds are available. 
The first part of this report is devoted to the vinyl ecmpounds 
of silicon. In section 4 the following methods for the production 
of vinyl silane are discussed: a) the production of vinyl chloro- 
silanes from vinyl ehloride and silicon by means of direct 
synthesis; b) the production of vinyl alkyl silanes and halogen 
vinyl silanes by means of denydrechlorination of the chloro- 
alkyl silanes; c) organometallic synthesis of the vinyl com- 
pounds of silicon; d) the organolithium synthesis; e) vinylation 
of the silanes dy means of acetyis; f) production of organo~ 
silicic vinyl etherse In the second section the physical proper 
card 1/3 ties cf the vinyl silanes are discussed. Section tnree deals 
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gov /74-27-10-4,4 
The Unsaturated Silicon Compounds 
with the chemical properties of the vinyl silanes: a) inter- 
action between the halogen vinyl silanes and alcohcis; b) 
reaction with ethylene chlorohydrin; c) hydrohalogenation; d) 
hydrolysis and cohydrolysis; e) combination with aldehydes; f) 
combination with dialkyldithiophosphoric acids}; g) combination 
with thiocyanogen; n) Friedei-Krafts reaction; i) diene- 
synthesis; k) the combination with chloroform and tetrachioro- 
silicon; 1) interaction with carbon oxide and hydrogen (oxo- 
synthesis). The seccnd pert of the paper treats the allyl conm- 
pounds of silicon. Section 1: diverse methods for the production 
of allyl silanes: 4) direct synthesis of the allyl chlorcsilanes}; 
b) organomagnesiun synthesis of the allyi compounds of silicon; 
c) organolithium synthesis of the a~ and §-alkenyl compounds of 
silicon; ad) hydrogenation of the allyl chlorosilanes; e) pro- 
duction of halogen alkenyl silanes by combination with butadiene; 
section 2: the physical properties of the allyl silanes; section 
3: the chemical properties of the allyl compounds of silicon: 
The interattion with hydrogen bromide and hydrogen iodide, with 
hydrogen chloride, with halides; hydrogenation of the allyl 
silanes, reaction with sulfuric acid etc. Part 3: Unsaturated 
Card 2/3 organosilicic compounds of the acetylene series: section 1: 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0 


ik SS See eae ee at wg ETC ers 
ee Ee ee 2 


sov/74-27-10-4/4 
The Unsaturated Silicon Compounds 


methods for the production of organosilicic compounds of the 
acetylene series; section 2: physical properties of the organo- 
silicic compounds of the acetylene series. Section 3: chemical 
properties of the organosilicic compounds of the acetylene 
series. Part 4 of the paper deals with the polymerization and 

the copolymerization of unsaturated compounds of silicon. Section 
1: polymerization. Section 2: copolymerization. 

There are 3 tables and 119 references, 70 of which are Soviet. 
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AUTHORS : 


af ion of 
Oxyradicals py the Radicals of Organi. Magnesium 
Compounds (Issledovaniy? peaktsii cbmena oksi-radikalov 
ra radikaly nagniyovganich#skike soyedineniy) > 

I. Investigation of tne Reaction of Mixed Acetals 

I. Issledovaniye reakts ionnosposopnosti gmeshannykh 


atsetaley ) 


TITLES Investigation of the Substitution Reace 


PERICDICAL: Zaurnal Obshuhey Khimii. 1958, Yo... 28. Nr 4; 
pp. 578-564 (SSR 


gation Grignsra’s reagent is 
ine *+he mobility ef oxyradicals 
in mixed acepaligs, whack probienm pan not been investiga= 
ted in pubdlisaticas until now. The characteristic feature 
of acetais is their hier reactivity with simple vinyl 
echerss (scheme 1). As regards the structure of the mixed 
acetals if was found by thermal decomposition (scheme 2 
ag weil as by spectrossopi: inyestigavicn according to 
Card 1/3 she combivation method of diffuse light that; @- g- mixed 


ABSTRACT In the present invest 
used in order toa daterim 
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Investigation of the Substiturzion Reaction of 79028-3361 
Oxyradicals by the Radicais of Organic Magnesium Compounds - 
I, Investigation of the Reaction of Mixed Acetals 
alkylaryiacetals can te present tn two forms (scheme Zs 
As mixed acetals are constantly demanding greater theo= 
retical and practical interest the guthors set to the 
task of exactly investigating the mobility of their 
oxy group? with the Grignard reagent- Three groups of 
mixed acetals were subjected to thi3 investigation, 
that a8 to sayr tl» dialkyl. 2: alkylaryl-» and 3. 
: alkyliatazcmatic acetals. With the action of magnesium 
promotviyl on the same acetal no substitution of the 
athoxy~ and pusexygroupr takes piace. In the reaction of 
magnesing promebutyl vith ethylbenzylacetal and ethyl- 
phenylacetal aiways only the ebhylether of hexanol-2 
{scheme 5) is formed. The action of magnesium promophe= 
nyi on etnylbutyl -; ethylbenzyl- and ethyl phenylacetal 
in all cases leada to one and the same ether as main 
product (scheme 6). By their findings the authors come 
to the conclusicn that the motility oF reactivity of 
oxyradicats cof mixed acetals is dependent on their elec= 
tron structure: which makes easier the splitting of the 
O Ar group as anion (ref- 5) under the formation of a 
sartonium ion. (Scheme 7) - 
card 2/3 There are 8 referentes. 6 of which are Soviet. 
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79--28-4-23/60 
_Shostakovskty » Mo Fo » Kulibekov, He Ro 

Investigation of the Bxchange Reaction of Oxide Radicels With 
Radicals of Orgenomagnesiua Gompounds (Issledovaniye re- 
axtsil obmena oksiradikalov na radikaly nagniyorgenicheskikh 
soyedineniy) II. Interaction of the Grignard Reagent With 
Symmetric Acetals (II Vzaimodeystviye reaktiva Grin'yara 8 
simmetrichnymi atsetalyami ) 


Zhurnal Obshchey Khimid ,1958,V01-28,Ur 4,pp-951-954 (ussR) 


In the present paper the authors investigated the effect of 
the Grignard reagent on symmetric acetals of the aliphatic, 
aliphatic-aromatis and aromatic serie s. They worked out 
synthesis conditions for the respective monoethers; also 
comprising those aifficultly accessible. Moreover, they. 
established the specific effect of single radicals of the 
Grignard reagent, which take part in the exchange reaction 
with symmetric acetals. On the basis of éxperinental data it 
can be stated with respect to the reactivity of symmetric 
acetals that, contrary +o mixed acetals, they show a number 
of peculiarities, which are connected with the presencé of 
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719-28.--4~23/60 
Investigation of the Exchange Reaction of Oxide Radicals With Radicals of 
Organomagnesium Compounds. II. Interaction of the Grignard Reagent With 
Symmetric Acetals 


identical oxyradicals. This produces a certain equilibrium 
of their molecules, at a disturbance of which the exchange 
reaction proceeds entirely smoothly according to the scheme 


OR Xx x 
Pa eae 
CH, ace . He, ——» CHy-CH—-R! Hig 
“OR 5? OR OR 


K Gencting ale. ar or an aliphatic-aromatic radical. Three 
croups of symmetric acetals were employed in the investi- 
sution: dialkyl, diaryl:, andsymmetric , aliphatic-aromatic 
neetals. It was found that the phenoxy group reasts most 
easily, whereas the aliphatic-aromatic oxyradicals react 
considerably more difficultly, the aikoxy groups taking 
an intermediate position. For the first tine were synthe= 
sizeis The butyl-ether of 2-methylhexanol-5, of the second~ 
ary phenylpropyl-- and phenylethyl alcohols; the benzilether 
of the secondary phenylpropyl- and phenylethyl alcohols; the 
phenylether of the hexanol-2 and dibenzilacetal. There are 
Card 25 4 table and 3 references, 3 of whicn are Soviet. 
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AUTHORS: 


TITLE: Investigations in the Field of the Synthesis 

and Conversions of Substituted Vinylethers 

(Issledovaniye y oblasti sinteza i prevrashcheniy 
zameshchennykh vinilovykh efirov) 
VI. Synthesis of j-Methylvinylerylether and of 
{ -Methylvinyloyclohexy1e thet (VI Sintez - 
sjetilvinilarilovykh SoC -metilvinil tsiklogeksilovose 
efirov) 


PERIODICAL: ghurnal Obshchey Knimii, 4958, Vole 28, Nr 9» 
ppe 1253-1257 (USSR) 


ABSTRACT: in. face of certain unclear problems of the syntheses of 
aK _methyivinylarylether carried out by Ruhemann, Wragé 
(Rueman i Vreg) on the one hand (reference 1) and Niederis 
Storch (Niderl 4 Storkh) (reference 2) on the other hand, 

rae paper investigates more detailed the synthesis of 
~methylvinylarylether and of of -methylvinyleyclohexy)~ 
cara 1/4 ether according to Favorskiy-Shostakovskty> 
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Investigations in the Field of the Synthesis 19 -28--5 28/69 7 
and Conversions of Substituted Vinylethers- 
VI, Synthesis of oC -Methylvinylerylether and of 

of ~Me thylvinyl cyclohexyle ther 


CH, -C=CH+HOA . ae ia 


cH 
The use of methylacetylene as yenyletion medium yields 
tess than that of acetylene in the vinylation of phenois 
(references 3, 4). This method is, howevers the best 
accessible in the synthesis of the above mentioned ethers. 


resinification) was obtained at a ratio of 1 morecule cf 
phenoi and 1 molecule of caustic potash (table 1)> it 

was of interest to investigate the part of the aisrene 
(propadiens ) in this vinylation reaction with 
methylacetylene > The allene is contained in the initial 
product (reference 5) and is the result of an i somerizat2on 
CH, CEOH <= C-CB: According to Favorskiy (reference 6} 


card 2/4 the isomerization of the acetylene-and allene hydrocarbons 
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Investigations in the Field of the Synthesis 
and Conversions of Substituted Vinylethers- 

v1. Synthesis of cf _ethyivinylarylether and of 
 -Methylvinyleyeiohexyie ther 


belong to ‘hose teing reversitie. in the present case 
the equilibrium ig displaced toward methylacetylene 

(at 990° ~ 10% ailene agains? 90% methylacetylene!) « 

in order +9 expiain the vole of ailene under the 

given eonditiors it was heated to 200°C in the 

autociave with 50% caustic potash solution, in which 
case the aslene © t methylacetylene 
which was separated in From table 2 
can be concluded that in the vi 

with aliene and methyiacetylene t 

considered 4S -vinylation medium, but that 

to methylacetylenre which then supplies the actual 

vinylation medium, The structure of the synthetized 

Cf -methylsabs tituted ether was proved by hydrolysis» 

Phere ars 3 tables and 16 references: 42 of which are Sovieto 
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TITLE: Investigation of the Substitution Reaction of Oxy Radicals 
by Radicals of Organomagnesiun Compounds (Issledovaniye re- 
aktsii obmena oksiradikaloy na radikaly magniyorgenicheskikh 

goyedineniy ) III, Conversion of Organomagnesium Compounds 
With Mixed Organosilicon Acetals (III. Vzaimodeystviye 
magniyorganicheskikh soyedineniy so smeshannymi kremniyor- 
ganicheskimi atsetalyami 


PERIODICAL: en obshchey khimii, 4958, Vol. 28, Ny 6, pPeo 1539-1542 
USSR ) 


ABSTRACT: In earlier pap hors investigated the effect 
of the Grignar i pect to the mixed and 
asymmetric organic acetals, found that in the mixed 

acatals the oxy yadicals are i i lace substituted 
by the Gri i j herse With 
respect to i i lg in the sym~ 
metric aceta i hows up: OAr > OALK > 
> OCH, C,H. This rule was ¢<P esence of a 
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Investigation of the Substituticn Reaction of Oxy Radicals by Radicals 
of Organomagnesium Compounds. III. Conversion of Organomagnesium Compounds 
With Mixed Organosilicon Acetals 


certain bond position, by which one of the oxy radicals be- \ 
comea mors mobile. It was of interest to investigate an 
analogcus reaction for mixed organosilicon acetals (Ref 2) 
and to sxplain the influence of silicon on the mobility of 
the oxy radical in the acetals, Different from the aliphatic- 
varomatic acetals the aliphatic ones easily are subjected to 
a symmetrizaticn. The mixed organosilicon compounds are 
acccmpanisd by a number of reactions in the symmetrization, 
decompesing on thermal treatment. On using the Grignard re- 
agent with mixed organcsilicon acetals the authors arrived 

at the conclusion that the oxy radical containing a silicon 
atom, is suited for substitution, independent of the fact 
whether it is directly connected with the oxygen or whether 
it is in a remcte position. In either case the correspond- 
ing ethers are obtained (see scheme). Thus it was found that 
on the action of the Grignacd reagent on the organosilicon 
acetals the fcllowing sequence of conversion is found: 
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of the Substitution Reaction of Oxy Radicals by Radicals 


of Organomagnesium Compounds - IIT. Conversion of Organomagnesium Compounds 


With Mixed Organosilicon Acetals 


There are 
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CH ==CH, 
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CH, ———-Si+~-CH 
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11 references, 11 of which are Soviet. 
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i. Grignard reagents--Chemcial reactions 2. Organic acids--Chemical reactions 
3. Silicon compounds (organic)--Chemical reactions 
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SHOSTAKOVSKIY, M.F.; KULIBEKOV, M.R. 


Exchange reaction of oxy and hydrocarbon radicals in magnesium 
organic compounds, Part 4e Interactions of the Grignarol reagent 
with organic acylals, Zmr.ob.khim. 28 no.922339-2341 S '58. 


(MIRA 11:11) 
1. Institut organicheskoy khimii AN SSSR i Azerbaydzhanskiy sel'— 


skokhozyaystvennyy institut. 


(Grignard reagents) (Acetic acid) 
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SHOSTAKOVSEKIY, H.F.; GRACHEVA, Ye.P.; KUL'BOVSKAYA, N.K, 


Synthesis and conversions of o-substituted vinyl ethers. Part 7: 
Synthesis and conversions of d-chloroisopropyl aryl ethers, Zhur. 
ob. khim. 28 no.9:2341-2343 S '58. (MIRA 11:11) 


1. Institut organicheskoy khimii AN SSSR. 
(Ethers) 
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Synthesis and conversions ofol-substituted vinyl ethers. Part 8: 
Various properties of x-methylvinyl aryl and oGmethylvinyl cyclo- 
hexyl ethers, Zhur.od,khin. 28 n0. 92344-2348 S '58, 

(MIRA 11:11) 


1. Institut organicheskoy khimii AN SSSR. 
(Ethers) (Vinyl compounds) 
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Shostakovskiy,s H.2e Kulibekov, MH. Rey gov /79-28- 10-43/60 
Gorpan't, Ae Ke 


Synthesis of g-Chloretnyl-Pheny} Acetal (Sintez p-khlor- 
etilfenilatsetalya) 


PERIODICAL: Znurneal obshchey khimii, 1958, Vol 28, Nr to; 
pp 2638 - 2838 (USSR) 


ABSTRACT: In previous papers (Ref 14 M.F.Shostakovskiy and his 
collaborators investigated the reaction of vinyl alkyl 
ether with ethylene chlorohydrin, 2s yell as some 

chemical properties of the g-chloro-etnyl-alkyl acetals 
synthesized in this process. 1 the bap under discussion, 
the attachment reaction of ethy 

vinylaryl ethers, starting with vinyl phen 

ig carried out: 


OC ¢H, 


CH =CHOC gH, +01 CH, CH)O# 9 CH,CH ee 
OCH, CH, C1 
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Syntnesis of g-Chiorethyl-~Phenyl Acetal 30¥/79-28-10-43/65 


On 2 closer study of this reaction it turned out that 
besides the formation of g-chloro-ethyl-phenyl acetal, 
its disproportionation into diphenyl acetal and 8; f- 
dichloro-diethyl acetal occurs according to the pattern: 


Pe He 
— > CE I H 
2CH,CH ~~ CH,CH (0c (H)+CH,CH (oc ,CH,Cl), 
OCH,CH,C* 
An analogous phenomenon could be observed on an earlier 
occasion in the investigation of the §-chloro~ethyl- 
alkyl acetals (Ref 1). This is the first time that 
a description of the B-chloro-ethyl-phenyl acetal is 
given. There are 2 references, 2 of which are Soviet. 
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Shostakovskiy, M. Fe, Kulibekov, HM. R., s0v/79-28-10-44/60 
Gorban', A. Ks 


Synthesis of y)7'-Dipheny)-Dipropyl Acetal (Sintez y:7'- 
aifenildipropilatsetalys) 


Zhurnal obshchey khimii, 1958, Vol 28, Nr 10, 
pp 2839 - 2639 (USSR) 


In previous papers, Shostakovskiy (Ref 1) suggested 

a method for the synthesis of acetals of a great 

variety of structures, and investigated some chemical 
properties of these compounds. The paper under 

discussion served the purpose of a closer investigation 

of the reactions of 8,8'-dichloro-diethyl acetal witn 
Grignard's reagent. Starting from the fact that this 
acetal constitutes at the same time an acetal and 4 
halogen derivative, the authors could expect that it 

would react either as a halogen alkyl, OT, according to the 
Chichibabin-Yelgazin reaction pattern, at the C-0 bond 

(Ref 2). As & result of the investigation of this reaction, 
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benzyl 


rao 


at oes 
Synthesis of y,y'-Dignenyl-Dipropyl Acetal 
starting wita the reaction of magnesium cnlo 
with §,§'-dichloro diethyl acetal, it was snown that 
e reaction occurs, according to the follow 


ense of tie chlorine etons: 
CH,C1),+20,H,Ca,Mecl — CH,CH(OCH, 


xP 
H 


a fo ct 


ing pattern, 


CHA CH, CH.) 5: 


igations 


3 2 
This experience runs counter to the previous invest 
by the same authors (Ref 3), according to which the 
reaction of Grignard's reagent with symmetric and 
mixed acetals not cont-ining a nalogen in the alconol 
radicals occurs at tne C-O bond. There ere 4 references, 
4 of waich are Soviet. 
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Shostakove£iys Me. Pe; Kochkin, D, A., Neterman, VY. Aey 


Investigations in the Field of the Synthesis and Conversions 
of Oxygen-Containing Organosilicon Compounds 


(Issledovaniya 


vy oblasti sinteza i prevrashcheniy Kiglorodsoderzhashchikh 
cremneorganicheskikh soyedineniy ) 

On the Reaction of Vinyl Alkyl-Chloro Silanes With Vinyl 
Butyl Ether and Vinyl Lactams (0 vzaimodeystvii vinilalkil- 


khlorsilanov §s vinilbutijovym ¢ 


PERIODICAL: 
(USSR) 


ABSTRACT: 


It is a well known fact (Refs 1; 


firom i vinillaktamami ) 


Zhurnal obshchey khimii, 1958; Vol 28, Nr 19, PP 2840-2841 


2) that vinyl alkyl-chloro 


gilanes do not polymerize, and that if they do, they form 
polymers of low molecular weights. Their polymerization, 

either single or together with other unsaturated compounds, 
suggested itself. The authors found that vinyl alkyl dihalogens 
polymerize neither at high temperatures (100°, 200 hours), 

nor with catalysts. On the other hand, the unsaturated organo- 
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gilicon-carbon chain or with two conjugated double bonds tend 
to polymerization» either with the action of initiators or 
of light. Thus ethyl-dichloro putadiene gilane CoH,Sicl CH= 


=CHCH=CH, wag changed, with the action of light, into a trans~ 


parent, caoutchouc-like mass, within five months. At room 
temperatures and at 60, 7° joint polymerization of the vinyl 
alkyl-chlorosianes could be observed in the joint reaction 
of the vinyl methyl- and vinyl ethyl-dichloro gilane pairs 
with vinyl butvl ether, vinyl caprolactam: and vinyl pyrroli- 
done,in the presence of azoisobutyro nitrile. In this casey 
the vinyl alkyi-chloro silanes act a8 jnitiators of the poly- 
merization of vinyl butyl ethers vinyl caprollactam, and vinyl 
pyrrolidone. However, in the case of a reaction of vinyl alkyl- 
dichloro silanes with vinyl pyrrolidone, a amall quantity of 
products containing silicon and nitrogen and probably con- 
gtituting products of the reaction of these monomers; were 
obtained in addition to its polymers. Thus the monomer pairs 7 
card 2/3 do not, in effect, form 4 joint polymer. The polymers of vinyl 
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sov/79-28-10-45/60 
Investigations in the Field of the Synthesis ard Conversions of Oxygen-Con- 
taining Organosilicon Compounds. On the Reaction of Vinyl Alkyl -Chloro 
Silanes With Vinyl Butyl Ether and Vinyl Lactans 


butyl ether, vinyl caprollactam, and vinyl pyrrolidone re- 
sult ag the main products of the reaction of the above-men- 


tioned compounds. There are 3 references, 1 of which is Soviet. 
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Bearlier (Refs 1-3) the avthors had investigated the anon 


sulfide to the vinyl ethers 
of the azoisobutyric acid. 
catalysts used. In this paper 
5 to the divinyl ether is 
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ribed as well: Halogenation and 
(Ref 5)- 
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Synthesis of Polyfunctional Sulfnr Compounds Starting 0¥/79-28-12-34/41 
From ihe Yivinyl Ebhec and ilydrogen Sulfide 


mers of the structure (-5-8H-GIf,-0-Gily-CH) (Ref f) 
CH, CH 
3 3 


st low tengeratures, increased pressure and under ultra- 
violet irr: ?iation yigscous products of gone practical 
inportance (Ssnere 1) were obtained according to data 
mentioned in patents {Refs 7,8). The authors carried out 
the reaction cof H,5 with divinyl ether in the presence 
of the dinitrile $f szoisobutyric acid. ‘this reaction took 
place stepwise under the foruation of a mixture of chain- 
Like dithiols of Aifverent composition (Scheme 2-a,b,V)- 
The foraation of coxsound (III) can be explained by scheme 
Z.a,h. The compounds (I-III) were obtained with a great 
excess of ,5 (Gable 1). The formation of cyclic and poly- 
meric products wes not ebserved. Varying the conditions 
of the initial products sulfide dithiols could be obtained 
in lerse quantities (II, III). H,S was used in liquid state. 
Thug, the dithiol ond sulfide difthiol were synthesized, and 
it was demonstrated that these compounds have a still greater 
Curd 2/3 tandency to anom» lous affiliation to the double bond than 
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thiols have. Some dithio- and trithioethers (V) were 
synthesized. There are 2 tables and 14 references, 9 of 
which are Soviet. 


A8SOCT:@ION: Institut organicheskoy khimii Akademii nauk SSSR (Institute 
of Orvanec Chemistry of the Acadeny of Sciences, USSR) 


SUBMIOTSD: Novewber 16, 1957 
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eye, D,. BORISENKO, V.V- 


Synthesis and various conversions of tin and silicon organic compounds. 
Zhur. prikl. khin. 31 n0.921434-1436 S '58. (MIRA 11:10) 


L, Institut organicheskoy khimii AN SSSR i Gosudarstvennyy nauchno=- 
issledovatel'skiy i proyektnyy institut promyshlennosti plasticheskikh 
MASB. 7 

(Tin organic compounds) (Silicon organic compounds) 
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AUTHORS « shostakovskiv, Ue-Fes Shapirc, Be Ses Shmonina, Let. 20-1~32/58 


| TITLE: chlorination of Diacetylené (KnLlorirovaniye diatsetilena)- 
The synthesis of HexachLorobutadieneel, (Sintez gexsakhlorbutadiyen® 
~1,3)° 


PERIODICAL: Doklady AN SSSR; 1958, Vol. 118, Nr ly PPe 11-116 (USSR) « 


ABSTRACT « The paloidation-reaction of diacetylene is well investigated in the 
example of the promine-addition (reference 1). But there are no data 
on the chlorination. For this purpose the authors worked out 4 methods 
the reaction takes place in the medium of carbon tetrachloride at 

~jo - 260, Liquid and erystalline 121,253 pls, Hhexachibor baton 2 
forms. Its geometrical 4somers were isolated and are known (reference 
2). They are supposed not to react with chlorine and bromines The 
authors, however, succeeded in performing @ further chlorination of 
the hexachhorobutenes with Liquid chlorine under pressure and ultre* 
violet jLinminatione In the case of large chlorine excess (l8 and 
more Mok) they did not notice any chlorinolysis: and obtained octachLo= 
robutane with @ quantitative yield. A subsequent gehydrochLor ination 
of the latter led to the synthesis of rewachorobutadiene=L,3 + This 
ig a substance valuable in many commercial respects. Regarding this 
card 1/2 production (references 3,4) there exist patent applications. (although 
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TITLE: Vinyl Compounds in the Diene Synthesis (Vinilovyye soyedin- 
eniya v diyenovon ginteze). On the Diene Synthesis of Thio- 
vinylether With Cyclopentadiene and Hexachlorocyclopentadiene 

(oO diyenovom sinteze tiovinilovykh efirov $§ tsiklopentadiyenom 
i geksakhlortsiklopentadiyenom). 


PERIODICAL: Doklady AN SSSR, 1958, Vol. 118, Nr 3, PP. 520-522 (USSR). 


ABSTRACT: In an earlier work (reference 1) the authors proved that the 
gimple vinyl ethers (CHy>=CH—OR, where R is an alkyl-, aryl- 
or saturated hydro-aromatic radical) can take part in the 

diene synthesis with cyclopentadiene and hexachlorocyclopenta- 
diene as a philodiene compound. Other facts from this field 
follow (references 2,3). The authors continue the systematic 
investigation of the syntheses mentioned in the title as the 
thiovinylethers now became accessible (reference 6). The first 
two mentioned authors (reference 8) reported a greater tendency 
to the reaction according to the radical mechanism of the 
vinyl-aryl-ethers than to that of vinyl-alkyl-ethers. The 

Card 1/3 Latter also occur more easily in the diene syntheses (reference 
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Bosdanova, Ac Vo; Shostakovskly 
Plotnikova, G. I. 


fhe Interaction Between Diacetylene and Ethyl Mercaptan, 
and Some Properties of the Compounds Obtained 
(Vzaimodeystviye diatsetilena s etilmerkentanonm i 
nekotoryye svoystva poluchennykh soyedineniy ) 


Doklady Akademii nauk SSSR, 1958, Vol. 120, Nr 2, 
pp. 301-304 (USSR) 


Several ethynyl-vinyl-ethers (References 1,3) were pro- 
duced by synthesis on a diacetylene basis. They are 
interesting from the point of view of their reactivity 
and the possibility of producing 1-alcoxy-butadiene-1,;3 
(Reference 4). It was interesting to investigate the 
interaction mentioned in the title, as publications on 
this problem are restricted to one single patent men- 
tioned (Reference 5). The authors obtained this inter- 
action already on slight heating; under the influence 
of alkali the reaction already begins at room tempere- 
ture and is accompanied by self-heating. There are 
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ercaptan, and Some Properties of the Compounds Obtained 


proofs that the first stage of the interaction under 
review takes place according to an ionic mechanisn. 
According to the ratio of initial substances and the 
temperature the reaction follows scheme (I) or is accom- 
panied by the formation of ethynyl-vinyl-thioethyl- 
-ether and a product of the addition of 2 mercaptan- 
-nolecules which has a butadiene-structure (scheme (II)) 
The interaction takes a stepwise course, as the second 
stage can also take place independently with another 
nercaptan. The addition of mercaptan to the ethynyl- 
-vinyl-thioethyl-ether may take place under the influence 
of different reagents (alkali, HCl, radical-initiators 
and heating). In the last 2 cases the yields of the final 
product are higher. Thus this addition reaction takes 

' place more advantageously according to a radical mecha- 
nism than according to an ionic mechanisn- The chief oro- 
ducts in this connection are dithio-alkyl-butadiene-1.3. 
A certain difference of the physical constants and a 
strong exaltation of the molecular refraction of the 

Card 2/4 addition product of 2 mercaptan-molecules to diacetylene 
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fhe Interaction Between Diacetylene and Ethyl 3OV/ 20 -120-2-20/63 
Mercaptan, and Some Properties of the Compounds Obtained 


is apparently explained by the presence of 2 isomeric 
compounds, others than those with a butadiene-structure 
also being possible among then. Ethynyl-vinyi-thioethyl- 
-ether reacts with a sublimate solution in alcohol and 
quantitatively forms ethyl-mercapto-mercury-chloride, 
an equivalent amount of HC1 and apparently ethyl -vinyl- 
-ethyl-ether. Thus this method can be employed for the 
determination of ethynyl-vinyl-thio-alkyl-ethers. Ina 
kind of experimental part details of the reactions, 
constants and yields are described under conditions 
of: a) interaction of diacetylene with ethyl~mercap~ 
tan; b) decomposition of ethynyl-vinyl-ether and the 
product with 2 mercapto -groups by sublimate solution 
in alcohol (table 2); c) hydrolysis of the latter 
ether and the 2-mercapto-group product in the presence 
of sublimate (table 3); 4) interaction of ethynyl- 
-vinyl-thioethyl-ether with ethyl-mercaptan and thio- 
phenol (table 4); ¢) condensation with maleic an- 
Card 3/4 hydride. 
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The Interaction Between Diacetylene and Ethyl SOV/ 20 -120~-2~20/63 
Mercaptan, and Some Properties of the Compounds Obtained 


There are 4 tables and 9 references, 7 of which sare 
Soviet. 


ASSOCIATION: Institut organicheskoy khimii im. N. D: Zelinskogo 
Akademii nauk SSSR 
(Institute of Organic Chemistry imeni N. D. Zelinskiy, 
AS USSR) 


PRESENTED: January 8, 1958, by B. Aa. Kazanskiy, Member, Academy of 
Sciences, USSR 


SUBMITTED: January 7, 1958 


1. Acetylenes--Chemical reactions 2, Thiols--Chemical reactions 
3. sthers--Synthesis 4, Cyclic compounds--Properties 
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({D.1.Mendeleev's world outlook] Mirov 
Moskva, Izd-vo dkad,nauk SSSR, 1959. 


KIY, H.F., doktor khinicheskikh nauk, 


doktor filosof.nauk, otv.red.; 
V.V., tekhn.red. 


ozzrenie D,I,Mendeleeva. 
374 p. (MIRA 13:1) 


(Mendeleev, Dmitrii Ivanovich, 1834-1907) 
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suv/62-59-1-21/38 


Shostakovsi3 Chekulayeva-: I. A- 


Synthesis and Transformations of Vinyl Ethers cf stherol 
(Sintez i prevrashcheniya vinilovykh efirov etanolaminov) -Con- 
munication 10. Free-radical Polymerization and Copolymerization 
of Trivinyl Ether of Triethanol Amine(Soobshcheniye 10.Svod0d~ 
noradixal'naya polimerizatsiya 4 sopolinerizatsiya trivinilcovogo 
efira trietanolamina) 


Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 1, pp 130 - 153 (SSR) 


In the present paper the authors investigated the polymerization 
of triviny]l ethers of trietnanol amine (CH=CHOCH,CH, ) 6 and 


its copolymerization with methyl methacrylate under the influence 
of benzoyl peroxide and dinitrile of the azoisobutyric acid anu 
determined sone laws governing this reaction. The results of 

the investigations are given (Tables 1 and 2). It was found tist 
the polymerization of the respective vinyl ether and its copoly- 
merization with methyl methacrylate are not initiated by benzoyl 
peroxide. The polymerization and copolymerization of trivinyl 
ethers of triethanol amine with uethyl methacrylate was carried 
out in the presence of dinitrile of azobutyric acid. It was 
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Synthesis and Transformations of Vinyl] bthere 
Amines. Conmunication 10. Free-radical Polymerizat 
of Trivinyl ither of Triethanol Amine 

stated that primarily threddiacns ional products are procuced 
therein. Polymers and copolymers were hy crolized “with sulfuric 
acid of 2% at 20°. The authors found that they contain free 
vinyl groups. The procacts of hydrolysis possess also a three- 
dimensional structure. The results of the hydrolysis are pre- 
sented in table 3. Phere are 1 figure; 3 tables and 7 Soviet 


references; 
Institut organicheskoy knimii im: N. D- Akademii nauk 
SSSR (Institute cf Organic Chemistry imeni N. b- 


the Academy of Sciences; USSR) 


ASSOCIATION: 
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AUTHORS: Shostakovs<iy, Me Feo Gladyshevskay2, Ve Aey 
an Ap OU 
Chekulayeva;, t7#=« 
TITLE: Synthesis and Transformations of Vinyl Ethers of Ethanol 


Amines (Sintez i prevrashcheniya vinilovy“h efirov etanol- 
aminov) Communication 17. Some Features of Copolymeriza- 
tion of Vinyl Ethers of the g-Aminoethanol and Methyl Esters 
of Methacrylic Acid (Soobshcheniye 11. Ob osobennostyakh 
sopolimerizatsii vinilovogo efira g-aminoetanola i metilo- 
vogo efira metakrilovoy kisloty) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicneskikh nauk, 
1959, Nr 1, pp 134 - 139 (USSR) 


ABSTRACT: Since the dinitrile of the azoisobutyric acid, unlike benz oyi 
peroxide, includes not only zethyl methacrylate but also 
the vinyl ether of g-aminoethanol in the polymerization 
(Ref 2) the authors investigated the copolymerization of 
these substances under the effect of dinitrile of the a2z0- 
isobutyric acid. It was shown that the interaction of the 
components mentioned is complicated. Apparently three 
compounds participate in the copolymerization: vinyl ether 
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Synthesis and Transformations of Vinyl Ethers of Ethanol gov /62-59-1-22/38 
Amines. Communication 17- Some Features of Copolymerization of Vinyl 
Ethers of the g-Aminocthanol and Methyl Esters of Methacrylic Acid 


of B-aminoethanol, methyl methacrylate and the product 
of their interaction, i. e. the methyl ester of B-(B- 
vinyl oxy~ethy1) aminoisobutyric acid. The latter is forced 
according to the equation 
= cCHc = H, )COOCH 
CH, CHO H, CHNH, +CH, o (CH, )606 3 —_ 


_ CH, =CHOCH, CH MACH, CH(CH, )COOTIT, during the reaction 


go that its concentration in the system remains unknown» 
The participation of the three components in the copoly- 
merization leads to the formation of 2 fractions of the 
copolymer for each ratio of the initial monomers (Table 1) 5 
The process investigated is complicated by the fact that 
besides copolymerization and addition also condensation 
takes place. This is a result of the fact that pesides 
multiple bonds also other functional groups of the initial 
components participate in the reaction, which leads to 
the formation of copolymers with three-dinensional structure. 
In addition, the polymerization of methyl ester of B-(8- 
Card 2/3 vinyl oxy-ethyl )aminoisobutyric acid and its copolymeriza- 
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tion with methyl methacrylate under the influence of di- 
nitrile of azoisobutyric acid (Table 3) weve carried out. 
There ere 3 tables and 6 references, 2 of which are Soviet. 


Institut organicheskoy khimii im. H. D. Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imeni N. D. Ze- 
linskiy of the Academy of Sciences, US°2) 


May 6, 1957 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0 


5C.) SOV/62-59-2-21/40 

AUTHORS: Shostakovskiy, M. F., Bogdanova, A. V., Krasil'nikova, G. K. 
a exe ar % 

TITLE: Investigation in the Field of Diacetylene Derivatives 


(Issledovaniye v oblasti proizvodnykh diatsetilena). Communica- 
tion 2. Some Transformations of Alkoxy-butanes and Preparation 
of 1-Alkoxy-butadienes-1,3 (Soobshcheniye 2. Nekotoryye 
prevrashcheniya alkoksibutanoy i polucheniye i-alkoksi- 
butadiyenov-1, 3) 


PERIODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1959, Nr 2, pp 320-326 (USSR) 


ABSTRACT: In the present paper the @composition of the 1,1,3-trioxy- 
butanes synthesized by the authors and some transformations of 
products of their thermal decomposition were investigated and 
a method of synthesis of alkoxy-butadienes-1,3 suggested. A 
noticeable thermal decomposition of trioxybutane begins at 
m200", butyl alcohol, 1,3-dibutoxy butene-1 (IV), its dimer 
and the partly polymerizing 1-butoxy butadiene-1,3 (I) being 
Separated. 1-butoxy butadiene-1,3 (I) was also obtained on the 
thermal decomposition of (IV) which indicates a gradual proceed- 

Card 1/3 ing of the reaction. 1,3-dibutoxy butene (IV) obtained on the 


See Hoa ietiae TURKS. 
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decomposition of tributoxy butane may be regarded as a B-sub- 
stituted vinyl ehter. It really displaces some properties of 
vinyl ether. On its hydrolysis the alkoxy group in the y posi- 
tion is split off and vinyl acetaldehyde (VI) formed, it reacts 
intensely with gaseous hydrogen chloride and forma a-chloro-y- 
butoxy-dibutyl ether (VII). On hydrogenation of 1,3-dibutoxy- 
butene-1 under usual. conditions alcohol is split off, but no 
dibutoxy-butane is formed. On condensation of 1-cyclohexoxy-~- 
butadiene-1,3 (II) with maleic acid anhydride the copolymeriza- 
tion of the anhydride with butadiene took place in addition to 
the formation of an adduct. An apparently regularly built 
polymer was separated therein. By means of condensation of 
1-alkoxy-butadiene-1,3 with croton aldehyde methyl-alkoxy- 
tetrahydrobenzaldehyde was obtained. In addition to the thermal 
decomposition of 1,1,3-trialkoxy-butanes the hydrolytic cleavage 
of these compounds was investigated. On the hydrolysis of 
1,1,3-tributoxy-butane (X) and 1,1-dibutoxy-3-phenoxy-butane (XI) 
3-butoxy-butanal (XII) and 3-phenoxy-butanal (XIII) were sepa- 
rated. It was found that the hydrolysis on permanent heating is 
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Transformations of Alkoxy-butanes and Preparation of 1-Alkoxy-butadienes-1,3 


accompanied by separation of the alcohol molecule and the 
formation of vinyl acetaldehyde (XIV). This indicates that in 
the aldehyde the formation of the alkoxy group in 8 position 
is not stable as compared with trialkoxy-butane. In the latter 
this group is split off only on continuous heating up to 220. 
There are 12 references, 4 of which are Soviet. 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imeni N. D. Zelinskiy 
of the Academy of Sciences, USSR) 


SUBMITTED: May 31, 1957 
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An increase in temperature up to 85° provides a food yield of 
ethylidene~bis-N-N'-pyrrolidone (Experiments 6,10). Experi- 
ment 2 shows optimum conditions for the formation of butoxy- 
ethylidene pyrrolidone and experiment 9 for the formation of 
isopropoxyethylidene pyrrolidone. The most comfortable method 
of synthesis of alkoxyethylidene pyrrolidones as well as of 
alkoxyethylidene caprolactams is the interaction of u-chloro- 
ethylalkylethers with lactams. This reaction, however, exhi- 
bits a number of peculiar features for pyrrolidone. The yield 
of alkoxyethylidene pyrrolidones, for instance, is small, 
further, in addition to them ethylidene-bis-N-N!'-pyrrolidone 

is always formed. Certain differences may be observed also on 
the thermal decomposition of these two compounds. On thermal 
decomposition of alkoxyethylidene caprolactams vinylcaprolactam 
is obtained in high yield (70-80 %) On the other hand it is 
not always possitle to obtain vinylpyrrolidone on decomposition 
of alkoxyethylidene pyrrolidones. On decomposition of butoxy- 
ethylidene pyrrolidone vinylpyrrolidone in a ~ 40 % yield and 
butanol were obtained. On decomposition of iscpropoxyethylidene- 
pyrrolidone isopropyl alcohol, pyrrolidone, and ethylidene- 
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-bis-N-N'-pyrrolidone were separated. The thermal decomposi- 
tion of ethylidene-bis-N-N'-pyrrolidone takes place at con- 
siderably higher temperature than the decomposition of 
alkoxyethylidene lactams. As result of this decomposition 
pyrrolidone and a resinous residue were separated. There are 
4 table and 8 references, 5 of which are Soviet. 
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5(3) 
AUTHORS: 
F. P., zZelenskay2, Ma Ge 


TITLE: Reaction of Propylene Oxide 
. propilena s a-pirrolidonom 


With a-Pyrrolidone (Reaktsiya okisi 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 


1959, Nr 4, pp 738-740 (ussR) 


ABSTRACT: This is a brief report on the investigation of the reaction 
of a-pyrrolidone with propylene oxide. In this case the oxide 
ring opens in a way SO that a secondary alcohol is formed: 


i" a) ico(CH..).— 
CH,CHCH + NHCO(CH,) OH, CH( OH)CH,NCO(CH,); 


3 2 

The structure of the N-(®-oxypropyl) «pyrrolidone obtained 
was proved by the synthesis of yrbutyrolactone and amino- 
isopropanol. The aminoisopropanol required was obtained from 
ammonia and propylene oxide (Ref 3). Upon interaction of 
N-(@-oxypropyl ) pyrrolidone with thionyl chloride the 
hydroxyl group was gubstituted by chlorine and 
N-(f-chloropropyl ) #pyrrolidone obtained. Upon heating gith 


card 1/2 aqueous alkali this chloride is hydrolyzed (Table), 
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although, more slowly than the N-(chloromethyl ) #pyrrolidone 
obtained earlier (Ref 4) which saponifies quantitatively at 
room temperature even in the absence of alkali. Upon heating 
of N-(p-chloropropyl) &pyrrolidone with caustic potash in 
benzene solution, HCl was separated and N-(propenyl )@&pyrroli- 
done formed. The position of the double bond was determined 

by spectroscopy. This investigation was carried out by 

?, N. Shkurina. There are 1 table and 6 references, 3 of 
which are Soviet. 


Institut organicheskoy khimii im. H. D. Zelinskoge Akademii 
nauk SSSR (Institute of Organic Chemistry imeni N. D. Zelinskiy 
of the Academy of Sciences, USSR) 


July 24, 1958 
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TITLE: Investigation in the Field of Lactones and Lactames 
(Issledovaniye ¥ oblasti laktonov i laktamov)- 
Report 16. N-Methylol-lactames (Soobshcheniye 16. 


N-Metilollaktamy ) 


PERIODICAL: Izvestiys Akademii nauk SSSR. Otdeleniys khimicheskikh nauk, 
1959, Nr 5, PP 901-903 (USSR) 


ABSTRACT: In this paper the synthesis of N-methylol-lactames of the 
following gtructure was investigated: Methylol pyrrolidone (I) 


aT) A 
(CH,) ,CONCH, OF and N-methylol caprolactame (1) (CH,) ,CONCH, OB, 


and some of their properties were determined. fhe authors of 
ry showed in @ previous one that in the case 
a 30 % formaldehyde solution upon pyrrolidone 
e the following is produced in an alkali 
la of 70 - 90% (I) and (II): 


OH Cy) Ol 
(cH,),, CONH + Ch, 0S. (CH), CONCH, OH (Ref 3). 
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Report 16. N-Methylol-lactames 


This scheme is to be proved. For this purpose, the reaction 
of these compounds with thionylchloride 


OHCH,N(CH,) co + SOCl, ——_> c1cu,Nco(cH) + HCl + S50, 
aa = 


was investigated, and the compounds N-chloromethyl 
pyrrolidine and N-chloromethyl caprolactame were obtained 
with a yield of ~80 %, The chlorine content of these 
compounds was determined by titration according to the 
method developed by Volhardt (table), and it was shown that 
the chlorine atom in these compounds is easily saponified. 
Both synthesis and investigation are described separately 

in the experimental. There are 1 table and 6 references, 
2 of which are Soviet. 
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TITLE: The Synthesis of Sulfurous Substances on the Basis 
of Vinyl Ethers and Acetylene (sintez sernistykh 
veshchestv na osnove vinilovykh efirov i atsetilena). 
Report 22. On the Reaction of Vinyl-ethyl Sulfide With 
Benzoyl Peroxide (Soobshcheniye 22, 0 reaktsii 
viniletilsul'fida 8 perekis'yu penzoila) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 5) PP 904-909 (USSR) 


ABSTRACT: The reaction mentioned in the subtitle is investigated. It 
develops strictly exothermically and begins without 
previous heating, the reaction product peing formed 
practically completely from the jnitial product: The 
corresponding thioacylal (1-ethylmercapto-1.2 dibenzoate ethane) 
75Cole 
(CH CoO), + CH,=CHSC H. —> C-H,COOCH,CH 
5 2 2 25 6°95 2\ococ HE 
65 
cara 1/2 The character of the reaction products is shown by table 1. 
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The Synthesis of Sulfurous Substances on the Basis SOV/62-59-5-22/40 
of Vinyl Ethers and Acetylene. Report 22. On the 
Reaction of Vinyl-ethyl Sulfide With Benzoyl Peroxide 


ASSOCIATION: 


SUBMITTED: 
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The reaction is so rapid that no polymerization of the 
vinyl-ethyl sulfide cannot take place. The benzoyl peroxide 
can therefore not be used as initiator for this polymerization. 
The simple radical may, however, lead to a slow low 
polymerization of the vinyl sulfide (system of equations 

2 - 7) which develops in form of a chain reaction. 
Furthermore, it was possible to carry out polymerization 
with ditertiary butyl peroxide also with formation of 
low-molecular polymers. It was, however, not possible to 
obtain affiliation products. In the experimental ’ the 
individual syntheses and reactions are described. There 

are 2 tables and 14 references, 7 of which are Soviet. 


Institut organicheskoy khimii im. N. D. Zelinskogo Akademii 


nauk SSSR (Institute of Organic Chemistry imeni N. D. 
Zelinskiy of the Academy of Sciences, USSR) 


July 30, 1957 
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TITLE: Investigations in the Field of Synthesis and Transformations 


of Oxygen Containing Silicon Organic Compounds (Issledovaniye 
v oblasti sinteza i prevrashcheniy kislorodsoderzhashchikh 
kremneorganicheskikh soyedineniy ).- Communication 8. Synthesis 
and Study of the Properties of Low Molecular Ethers of the 
Methyl-a-naphthyisilandiol (Soobshcheniye 8. Sintez i {zucheniye 
svoystv nizkomolekulyarnykh efirov metil-a-naftilsilandiola) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 6, pp 1041 = 1048 (USSR) 


ABSTRACT: The different possibilities of synthesizing the derivatives of 
the compound mentioned in the first title, which are well known 
: from publications, are dealt with in brief (Refs 1-11). The 
aynthesis carried out by the authors is based upon a possible 
analogous reaction (Ref 14) between alcohols and silanols (Refs 
12,13 polysilicon acid with alcohols), and is carried out by 
reaction between silandiols and alcohols, which was not yet 
described in publications. This reaction is of both theoretical 
and practical interest. As the aromatic silandiols are only 
Card 1/3 weakly acid, they react with alcohol without catalysts. This 
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Investigations in the Field of Synthesis and Trans- sov /62-59-6-15/36 
formations of Oxygen Containing Silicon Organic 
Compounds. Communication 8. Synthesis and Study of the Properties of Low 
Molecular Ethers of the Methyl-a-naphthylsilandiol 


property was investigated with the compounds mentioned in the 
title and buthylalcohols. The following was obtained sinul- 
taneously: dibuthylether of the methyl-a-naphthyisilandiol (1), 
dibuthylether of disiloxane (II); dibuthylether of trisiloxane 
(IIIj}, and an imperfect buthyl ether of tetrasiloxane (IV): 
CH CH CH 
A 12 | 2 
I) rG,H,0Si — OC - TI vC,H,-OSi - O - Si - OC Ho; 
) nO 4Ho08d — OCsHos TT nO yBgrh ‘abee 
aC, (Hy aC, H al, Hy 
CH Cc CH 
3 ) 5B3 
-0Si - 0 - Si ~- O -Si - OCH 
TIL nC Ho Si si oO -Si 429 


aly (He aC 4 Hy aC He 


Card 2/3 IV containing another more Si~0O. 
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formations of Oxygen Containing Silicon Organic 

Compounds.» Communication 8. Synthesis and Study of the Properties of Low 
Molecular Ethers of the Methyl-a-naphtnylsilandiol 


The reaction scheme is given. The yield in the compounds men- 
tioned depends upon temperature, mixing intensity, the ratio 
of initial components, reaction time, and upon the pressure 
applied. Thus, it is of considerable importance with respect 
to the yield that the synthesis of di-n-buthylether is carried 
out in a vacuum. The syntheses are described in detail in the 
experimental part. The results obtained within the course of 


the synthesis (separation of the products and determination) 
are given in tables 1 and 3. Table 2 contains the physical cha~ 
racteristics of the different substances that were synthetized. 
There are 3 tables and 15 references, 8 of which are Soviet. 
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Shestakovskiy, M.J"., Bogdanova, A. Vey sov/62-59-8~35/42 
Plotnikova, G. I. : 


Letter to the Editor 


Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 8, p 1505 (USSR) 


The authors state in this letter to the editor that they were 

able to synthesize the pbis-thiobutasdiene into disulfones while 

preserving the diene structure, starting from the synthesis 

(Ref 2) for the first time carried out by them of pis(alkylthio)- 

and bis(arylthio)-butadiene: pe 

C pH SCH=CH-CH=CH-SC ¢H, (I) C¢li,S (0, )CH=CH-CH=CH( 0, )SC¢Hs (m) 
oo 

0H SCH=CH-CH=CE-SC Hy (III) CoH,5(0,)CH=CH-CH=CE(0,)SC Hs (Iv) 

Physical data and elementary composition of the two compounds are 

given. There are 3 references, 2 of which are Soviet. 
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TITLE: Investigations of Vinyl-substituted Ethers. Communication 1. 


Synthesis of a-Substituted Vinyl Ethyl Sthers 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 9, pp 1636 - 1639 (USSR) 


ABSTRACT: There are two courses of synthesis for vinyl ether of the general 
structure of CH=G-OR (R,R!' = alkyl of the aryl) 
Rt 


a) condensation of the alcohols with alkyl acetylene, b) by sepa- 
ration of HBr from B-bromo alkyl ether. The following Soviet au~ 
thors are mentioned in the course of discussing the appropriate 
publications: Favorskiy (Ref 1), Smerkorkty and Gracheva (Ref 2), 
Petrov (Ref 9), Isagulyants and Haksimova (Ref 10). In the present 
paper the authors followed the second method and worked accord- 
ing to the following scheme: 


Card 1/3 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 


CIA-RDP86-00513R001549910020-0 


ot 


Investigations of Vinyl-substituted Ethers. Communication 1. sov/62-59-9-19/40 
Synthesis of a-Substituted Vinyl Ethyl Ethers 


Br 


CH,=CH-OR —*> cH Br-CHBr-OR (1) 
t 
CH, Br-CHBr-OR RiMex CH, Br-GH-OR (2) 
R! 
cH.pr-cH-or 22B2> cH,=c-oR (3) 
gbe KOH on 
R! R! 


Nesmeyanov, Lutsenko, Vereshchagina (Ref 11) also obtained 
e-methyl vinylbutyl ether according to this gcheme. The warming- 
up rate had a large influence on the reaction. The separation of 
HBr improved with slower heating. For the first time they ob- 
tained 8-bromine-a-ethyl diethyl-ether, a-propylvinyl ethyl ether 
and «-isoamyl vinylethyl ether. The structure was proved. There 
are 1 table and 13 references, 7 of which are Soviet. 


Card 2/3 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0 


Pa 


Investigations of Vinyl-substituted Ethers. Communication 1. sov/62-59-9-19/40 


Synthesis of a-Substituted Vinyl Ethyl Ethers 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii nauk 
SSSR (Institute of Organic Chemistry imeni N. D. Zelinskiy of 
the Academy of Sciences, USSR) 


SUBMITTED: December 27, 1957 


Card 3/3 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910020-0" 


"APPROVED FOR RELEASE: 08/09/2001 


| CIA-RDP86-00513R001549910020-0 


5(3) Sov /62-59-9- 36/40 
AUTHORS: Shostakovsekiy, M, F., Chekulayevey Io Acy Kondrattyeva, Le 7. 
oe 


TITLE: Interaction Between Diacetylene and Amines 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 9, Pp 1690 (USSR) 


ABSTRACT: The authors report an additio 
diacetylene, by means 0 
unsaturated compounds were als 
use of & catalyst. Hitherto, compounds of 
once only in patent publications (Ref 2), 
which catalysts were applied. Primary amines form 
ra ylddasino~1,4(-1,3)-putadione=ts? (Yield 80%) with diacetylenee 
Secondary amines form N,N-dialkylamino-1-buten-1-ine-? (Yield 
with diacetylenee By addition of a second molecule of amine, 
these compounds give 4, 4-diaminobutadienes- Diacetylenes can also 
add diamines, giving compounds of various structures according +o 
reaction conditionse The structures of these compounds were 
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Interaction Between Diacetylene and Amines SOV /62-59-9~36/40 


confirmed by means of hydrolysis, diene synthesis, and 
spectroscopy. There are 2 references, 1 of which is Soviet. 
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which was governed in all cases by a definite rule, 

and as evidenced by the coinciding values of the 
viscosity constants for the individual alkoxy compounds 
and fractions of a given vinyl alkyl ether. The only 
deviation was observed in triethoxybutane (dimer) and 
~etraethoxynexane (trimer) caused probably by the 
influence of the terminal group. The mechanism of 
vinyl ether polymerization, and the influence of the 
chemical structure of the polymers alkoxy groups on the 
viscosity constant Kn is discussed. Generally speaking, 


the constant increases with increasing radical size of 
the alkoxy group. There are 9 tables; and & references, 
1 U.S., 1 Swiss, 6 Soviet. The U.S. reference is: 
Re Fordlyce, H. Hibbert, J. Amer. Chem. Soc., 61, 1912 
1939}. Abstracter's Note: Staudinger's equation 
appears in the article also in the form: "eos = 
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ABSTRACT: Spectra of N nd anilides were studied, and 
the mutual in was investigated. Vinyl- 
lactams cont ster . the examination 
of the interact d groups can be simplified, 

to the first approx idering the effect of 
the N-atom on cc and s the mutual 
interaction of the double bo 7 

of vinylpyrrolidone vinylpiperidone, vinylcaprolactam, 
of various anilides (formanilide, acetanilide, etc. )s5 
and of simpler molecu ining an N-atom and a 
carbonyl group (pyrrolidone, N-butylpyrroiidone, 

Card 1/3 caprolactam, aimethylacetamide were taken. Spectrograph 
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